General Information
All temperatures given for reaction conditions were externally measured. Organocatalytic reactions were performed without any precaution to exclude air but dry solvents were always used. Merrifield resin (1% DVB, f = 0.53 mmol Cl g -1 resin) was obtained from
Novabiochem. Commercial materials were used as received with the following exceptions:
all solvents were taken from Solvent Purification System 1 prior to use. All flash chromatographies were carried out using 60 mesh silica gel and dry-packed columns. For the continuous flow experiments, the instrumental setup shown in Figure S1 was used.
The packed bed reactor consisted of a vertical mounted and fritted low-pressure Omnifit glass chromatography column (10 mm bore size and up to maximal 70 mm of adjustable bed height) loaded with the polymer-supported thiourea resin PS-TU (300 mg, ƒ = 0.426 mmol·g -1 ). The reactor inlet was connected to a three-way connector that allowed switching between two channels, connected to an Asia120® flow chemistry system developed by Syrris. At the start, toluene was flushed for 30 min at 200 µL·min -1 flow rate to swell the resin. After that, the solvent channel was switched to a solution of di-tert-butyl azodicarboxylate (1.52 g, 6.59 mmol, 1 equiv.) and ethyl 2-oxocyclopentanecarboxylate (1.46 mL, 9.89 mmol, 1.50 equiv.) in toluene (22 mL) (no reaction occurs in the absence of catalyst), which was pumped through the reactor at 50 µL·min -1 flow rate. The reactor outlet was connected to a receiving flask, where the product was collected. The other inlet channel was connected to a flask containing a triethylamine (700 µL) in toluene (25 mL) reservoir to clean the system (every 2 h, this solution was pumped through the reactor for 20 min at 200 µL·min -1 flow rate to restore catalytic activity and discarded without being collected). The formed product at any moment was characterized by 1 H NMR (conversion) and HPLC (enantiomeric excess) measurements of periodically collected samples. After 7.5 
Synthesis of the PS-thiourea catalyst involving a triazole linker (PS-Tr-TU) PS-Tr-NH 2 (2)
Azidomethylpolystyrene resin (0.60 g, f = 0.521 mmol g -1 ) was swollen for 10 min in 6 mL of 
PS-Tr-NCS (3)
PS-Tr-NH 2 (650 mg, 0.336 mmol, 1 equiv.) was swollen for 30 min in dichloromethane (13 mL); then, triethylamine (181 µL, 1.30 mmol, d = 0.726 g/mL, 4.00 equiv.) and thiophosgene (31 µL, 0.41 mmol, 1.2 equiv.) were added dropwise at rt. After 5 h, the dark brown reaction mixture was filtered and the resin was washed with dichloromethane (30 mL), THF (30 mL), dichloromethane (30 mL), THF (30 mL), dichloromethane (30 mL), and finally, the dark brown resin 3 was vacuum dried for 30 min and used directly in the next step.
Elemental analysis: (%) = N 2.45, C 84.35, H 6.90, S 1.32; f = 0.437 mmol·g -1 . = 3025, 2921, 2014, 1737, 1601, 1492, 1450, 1372, 1284, 1148 cm -1 . 
IR (ATR)
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PS-Tr-TU
PS-Tr-NCS 3 (600 mg, 0.30 mmol, 1 equiv.) was swollen for 30 min in THF (3 mL) and (1R,2R)-2-(piperidin-1-yl)cyclohexanamine 4 (55 mg, 0.30 mmol, 1 equiv.) in tetrahydrofuran (5 mL) was added to this suspension at rt. After shaking for 48 h, the dark brown reaction mixture was filtered and the resin was washed with dichloromethane (30 mL), THF (30 mL), dichloromethane (30 mL), THF (30 mL), dichloromethane (30 mL), and finally, the dark brown resin PS-TrTU was dried under vacuum at 35 ºC for 12 h. Elemental analysis: (%) = N 3.22, C 83.31, H 7.28, S 1.26 f = 0.383 mmol·g -1 . = 3025, 2923, 1737, 1600, 1492, 1450, 1262, 1165 cm -1 . 
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